Introduction
With the ability to adopt numerous coordination modes, flexible N,N -bis(aryl)formamidinates (and by extension aryl-functionalised amidinates) have earned a special place in coordination chemistry [1] [2] [3] [4] [5] . Not only does the anionic NCHN bite provide a variety of different nitrogen-based coordination modes (e.g., monodentate κ(N), bidentate κ(N,N ), or various bridging modes e.g., µ-1κ(N):2κ(N ), µ-1κ(N,N ):2κ(N,N ) to list a few) [6, 7] , the nitrogen-bound aromatic substituents can also provide additional coordination modes. The potential to form metal-arene interactions, such as η 6 coordination, has been largely observed in group one chemistry [8] [9] [10] [11] [12] [13] , though some examples are known in f -block chemistry [14] . In almost all examples of this aromatic coordination, the phenyl rings contained alkyl-substituents in either the 2,6 positions (e.g., iPr, Et, Me), or in the 2,4,6 positions (e.g., Me). This is likely due to a combination of steric pressure, which starves the metal centre from coordination of additional donors, and increased electron donation from the aromatic ring caused by the alkyl substituents. Another means to engage the aromatic component in coordination is through the addition of donor functionalities (e.g., OMe, F), especially in the ortho-positions, thereby transforming the formamidinate ligand into a tri- [15] [16] [17] , or tetra-dentate (e.g., N,N ,X or N,N ,X,X ) [17] , chelate, with examples across a variety of different metal classes [18] . For s-block chemistry however, the use of such ligands has been restricted to very few examples, namely the use of N,N -bis(2-fluorophenyl)formamidine (FForm) [19] .
Nearly 15 years ago, FForm was complexed to the group one metals Li, Na, and K [19] . Akin to the transition metal complexes of Cotton and co-workers [20] , the presence of the fluorine atom on the ortho-position of the aromatic rings permitted an additional coordinating site. This further led to partial, or complete, exclusion of bound donor molecules (e.g., Et 2 O, thf), by the formation of either binuclear, or for potassium, polymeric constructs (e.g., [Na(FForm)(Et 2 O)] 2 or [K(FForm)] ∞ ) [19] . This contrasts the group one complexes of the non-fluorinated N,N -di(aryl)formamidinate ligands [21] [22] [23] , which readily retain coordinating solvent. Since then, we have expanded the use of fluorinated formamidinate ligands to f -block chemistry [9, 16, 17, [24] [25] [26] [27] [28] , in a variety of different contexts [5] . One of the fluorinated formamidinate ligands used was N,N -bis(2,6-difluorophenyl)formamidinate (DFForm) in both trivalent [16, 17] , and divalent [16] rare-earth complexes. Despite the presence of the additional fluorine atoms, the observation of any M-F interaction was rare, typically only occurred in unsolvated species, and interactions were displaced on coordination of donor solvents [16, 17] . It is likely that the smaller ionic radii of the trivalent rare-earths, compared with the larger potassium ion [29] , create a significant strain in the NCHN bite of the DFForm ligand when it coordinates the fluorine atoms, and therefore donor solvent coordination is preferred. Although DFForm has been used in some transition metal complexes, it has no precedent in s-block chemistry. We hypothesised that the additional two fluorine atoms over FForm could engage in further coordination chemistry, generating different coordination modes from FForm, and quite spectacular results have been obtained by way of new formamidinate binding modes. 2 ] with DFFormH in toluene resulted in the formation of a colourless, poorly soluble white powder. Upon dissolution in thf, concentration, and layering with n-hexane, white crystals of targeted [K(DFForm)] ∞ (1, Scheme 1i) were obtained. The structure of 1 was determined by X-ray crystallography, revealing that 1 is a two-dimensional polymer. The binding of the DFForm ligand in 1 is complex, and is discussed starting from the asymmetric unit (ASU), and then extending in both dimensions of the polymeric network. Nearly 15 years ago, FForm was complexed to the group one metals Li, Na, and K [19] . Akin to the transition metal complexes of Cotton and co-workers [20] , the presence of the fluorine atom on the ortho-position of the aromatic rings permitted an additional coordinating site. This further led to partial, or complete, exclusion of bound donor molecules (e.g., Et2O, thf), by the formation of either binuclear, or for potassium, polymeric constructs (e.g., [Na(FForm)(Et2O)]2 or [K(FForm)]∞) [19] . This contrasts the group one complexes of the non-fluorinated N,N′-di(aryl)formamidinate ligands [21] [22] [23] , which readily retain coordinating solvent. Since then, we have expanded the use of fluorinated formamidinate ligands to f-block chemistry [9, 16, 17, [24] [25] [26] [27] [28] , in a variety of different contexts [5] . One of the fluorinated formamidinate ligands used was N,N′-bis (2,6-difluorophenyl) formamidinate (DFForm) in both trivalent [16, 17] , and divalent [16] rare-earth complexes. Despite the presence of the additional fluorine atoms, the observation of any M-F interaction was rare, typically only occurred in unsolvated species, and interactions were displaced on coordination of donor solvents [16, 17] . It is likely that the smaller ionic radii of the trivalent rare-earths, compared with the larger potassium ion [29] , create a significant strain in the NCHN bite of the DFForm ligand when it coordinates the fluorine atoms, and therefore donor solvent coordination is preferred. Although DFForm has been used in some transition metal complexes, it has no precedent in s-block chemistry. We hypothesised that the additional two fluorine atoms over FForm could engage in further coordination chemistry, generating different coordination modes from FForm, and quite spectacular results have been obtained by way of new formamidinate binding modes.
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Results and Discussion
Treatment of K[N(SiMe3)2] with DFFormH in toluene resulted in the formation of a colourless, poorly soluble white powder. Upon dissolution in thf, concentration, and layering with n-hexane, white crystals of targeted [K(DFForm)]∞ (1, Scheme 1i) were obtained. The structure of 1 was determined by X-ray crystallography, revealing that 1 is a two-dimensional polymer. The binding of the DFForm ligand in 1 is complex, and is discussed starting from the asymmetric unit (ASU), and then extending in both dimensions of the polymeric network. Complex 1 crystallised in the triclinic space group P-1, with only one potassium ion and one DFForm ligand in the ASU ( Figure 1A ). The DFForm ligand of the ASU is bound (F,N,N ,F [19] , where the ASU contains one FForm ligand bound η 4 (N,(Ar-C6,5),F) to potassium. As the K ion is bound by the DFForm NCHN bite in an almost symmetrical manner, and does not favour one nitrogen donor (as observed in [K(FForm)], the K···F-C bonding is weak, and thus the C-F bonds in 1 (of either C1/F1 or C9/F3, Figure 1 ) are almost unchanged from those of DFFormH (C-F: 1.3596(17)-1.3625(18)) [30] . By contrast, the asymmetrical NCHN binding of FForm to K in [K(FForm)] ∞ (along with the coordination across the aromatic component), brings the fluorine atom into a closer proximity to the potassium atom (K-F: 3.029(4)), and weakens the C-F bond (C-F: 1.377(6) Å) [19] . Another example of such tetradentate (F,N,N ,F ) DFForm coordination was observed in the homoleptic cerium DFForm complex, [Ce(DFForm) 3 ] [17] , where one of three DFForm ligands is tetradentate, with the other two being tri-dentate (F,N,N ). In this example, all Ce···F-C interactions were identical at 2.92 Å (range: 2.9187(13)-2.9213(13)), and consequentially each C-F bond was also strained to a similar degree (range: 1.374(1)-1.376(1) Å). However, considering that a ten-coordinate cerium(III) is smaller than a nine-coordinate potassium (difference in ionic radii: −0.3 Å) [29] , the tetradentate DFForm ligand for the cerium complex had to bend the aryl-rings towards the cerium ion to bring the fluorine atoms into proximity, causing a strain on the C ipso -N-CH angle (range: 126.4(2) • -128.3(2) • ). However, due to the larger ionic radii of potassium, this phenomenon is not observed in 1 (range: 120.39 (9) • -120.75(9) • ). Complex 1 crystallised in the triclinic space group P-1, with only one potassium ion and one DFForm ligand in the ASU ( Figure 1A ). The DFForm ligand of the ASU is bound (F,N,N′,F′) to the ASU potassium ion. This tetradentate binding of the DFForm ligand contrasts that of the FForm ligand in [K(FForm)]∞ [19] , where the ASU contains one FForm ligand bound η 4 (N,(Ar-C6,5),F) to potassium. As the K ion is bound by the DFForm NCHN bite in an almost symmetrical manner, and does not favour one nitrogen donor (as observed in [K(FForm)], the K···F-C bonding is weak, and thus the C-F bonds in 1 (of either C1/F1 or C9/F3, Figure 1 ) are almost unchanged from those of DFFormH (C-F: 1.3596(17)-1.3625(18)) [30] . By contrast, the asymmetrical NCHN binding of FForm to K in [K(FForm)]∞ (along with the coordination across the aromatic component), brings the fluorine atom into a closer proximity to the potassium atom (K-F: 3.029(4)), and weakens the C-F bond (C-F: 1.377(6) Å) [19] . Another example of such tetradentate (F,N,N′,F′) DFForm coordination was observed in the homoleptic cerium DFForm complex, [Ce(DFForm)3] [17] , where one of three DFForm ligands is tetradentate, with the other two being tri-dentate (F,N,N′). In this example, all Ce···F-C interactions were identical at 2.92 Å (range: 2.9187(13)-2.9213(13)), and consequentially each C-F bond was also strained to a similar degree (range: 1.374(1)-1.376(1) Å). However, considering that a ten-coordinate cerium(III) is smaller than a nine-coordinate potassium (difference in ionic radii: −0.3 Å) [29] , the tetradentate DFForm ligand for the cerium complex had to bend the aryl-rings towards the cerium ion to bring the fluorine atoms into proximity, causing a strain on the Cipso-N-CH angle (range: 126.4(2)°-128.3(2)°). However, due to the larger ionic radii of potassium, this phenomenon is not observed in 1 (range: 120.39(9)°-120.75(9)°). The differences in coordination between the DFForm and FForm ligands to potassium becomes considerably more apparent with expansion of the coordination mode of the ligands through bridging. Initial extension of the coordination of the DFForm ligand in 1 shows that the nitrogen atoms are further bridging to an adjacent potassium ion in a μ-(N,N′):(N,N′) manner ( Figure 1C , also Figure 2A ). Such formamidinate bridging is known for other s-and f-block complexes [16, 22, 31] . This bridging is mirrored by a symmetry equivalent DFForm ligand, generating a potassium nitrogen based cube of volume: 6.78 Å 3 ( Figure 1C ). In stark contrast, the FForm system shows a twisted μ-(N,CipsoCortho,F):(N,N′,F′) FForm binding, where the NCHN bite is shared asymmetrically across two anent potassium atoms. It should be further noted that the aromatic group, nitrogen atoms, and Figure 2A ). Such formamidinate bridging is known for other s-and f -block complexes [16, 22, 31] . This bridging is mirrored by a symmetry equivalent DFForm ligand, generating a potassium nitrogen based cube of volume: 6.78 Å 3 ( Figure 1C ). In stark contrast, the FForm system shows a twisted µ-(N,C ipso C ortho ,F):(N,N ,F ) FForm binding, where the NCHN bite is shared asymmetrically across two anent potassium atoms. It should be further noted that the aromatic group, nitrogen atoms, and backbone/ipso carbon atoms of DFForm are not flat and that the DFForm ligand is tilted ( Figure 1B ). The two nitrogen atoms coordinate to potassium in an almost symmetrical manner, but C7 is puckered away from the nitrogen atoms (K1-N1/2(cent)-C7: 141.10(8) • ), so it is almost in line with the two ipso carbon atoms of the phenyl rings (C6-C7-C8: 177.26 (6) [32] .
The polymeric network of 1 is complicated. One might expect that, as the DFForm ligand bridges in a µ-(N,N ):(N,N ) manner between potassium ions, and that this is the repeating dinuclear unit (e.g., [K 2 (µ-(N,N ):(N,N )-DFForm) 2 ] ∞ ), but this is not the case. Instead, one dimension of the polymer is generated through aromatic interactions of one 2,6-difluorophenyl group (Figure 2A) , where the aromatic ring of N2 binds to K1 , and the aromatic ring (but without the ipso carbon) of N2 coordinates to K1, both in a η 5 (C2,3,4,5,6) manner. Thus, this direction of the polymeric network has an "A, B" alternating potassium ion arrangement where A = K and B = K and K" (Figure 2 ). For the FForm system, the one and only dimension of the polymeric network is generated by additional nitrogen based bonding to two other potassium ions, namely through one (N,F) interaction, and one (N ,C ispo ) interaction, making the overall coordination of each FForm ligand shared across four potassium ions as µ 4 -(N,C ipso C ortho ,F):(N,N ,F ):(N,F):(N ,C ispo ). The DFForm ligand is also further bridging to a fourth symmetry equivalent potassium ion, and this binding is completely different from that in the FForm system. [32] . The polymeric network of 1 is complicated. One might expect that, as the DFForm ligand bridges in a μ-(N,N′):(N,N′) manner between potassium ions, and that this is the repeating dinuclear unit (e.g., [K2(μ-(N,N′):(N,N′)-DFForm)2]∞), but this is not the case. Instead, one dimension of the polymer is generated through aromatic interactions of one 2,6-difluorophenyl group (Figure 2A) , where the aromatic ring of N2 binds to K1′, and the aromatic ring (but without the ipso carbon) of N2′ coordinates to K1, both in a η 5 (C2,3,4,5,6) manner. Thus, this direction of the polymeric network has an "A, B" alternating potassium ion arrangement where A = K and B = K′ and K″ (Figure 2 ). For the FForm system, the one and only dimension of the polymeric network is generated by additional nitrogen based bonding to two other potassium ions, namely through one (N,F) interaction, and one (N′,Cispo′) interaction, making the overall coordination of each FForm ligand shared across four potassium
ions as μ4-(N,CipsoCortho,F):(N,N′,F′):(N,F):(N′,Cispo′).
The DFForm ligand is also further bridging to a fourth symmetry equivalent potassium ion, and this binding is completely different from that in the FForm system. As shown in Figure 2A , there is an apparent coordination gap in axial positions of the potassium ions, and it is in this position that the other two fluorine atoms (namely, F2 and F4) of the DFForm ligand become relevant, and expand the one-dimensional polymeric network into a two-dimensional polymer. The further fluorine atoms (F2 and F4) coordinate to an adjacent potassium ion in a μ-(F″,F′′′) manner, generating a ten-membered ring ( Figure 3A) . Because of this additional coordination, the DFForm ligand is nearly planar across the K and K′′′ atoms, with the bond angle of K-N1/N2cent-K′′′ being 175.66(1)°. Although the auxiliary fluorine atoms are coordinated at a considerably shorter distance than the K-F1 and K-F3 analogues, there is still only a minor shortening of the C-F bonds from those of DFFormH (C-F: 1.3596(17)-1.3625(18)) [30] ). As shown in Figure 2A , there is an apparent coordination gap in axial positions of the potassium ions, and it is in this position that the other two fluorine atoms (namely, F2 and F4) of the DFForm ligand become relevant, and expand the one-dimensional polymeric network into a two-dimensional polymer. The further fluorine atoms (F2 and F4) coordinate to an adjacent potassium ion in a µ-(F",F ) manner, generating a ten-membered ring ( Figure 3A) . Because of this additional coordination, the DFForm ligand is nearly planar across the K and K atoms, with the bond angle of K-N1/N2 cent -K being 175.66(1) • . Although the auxiliary fluorine atoms are coordinated at a considerably shorter distance than the K-F1 and K-F3 analogues, there is still only a minor shortening of the C-F bonds from those of DFFormH (C-F: 1.3596(17)-1.3625(18)) [30] ). [18] . The complete polymeric network of 1 is displayed in Figure 4 , showing both how the DFForm bridges across four potassium ions ( Figure 4A ) and the two dimensions of the polymer ( Figure 4B,C) . In summation, each DFForm ligand binds four symmetry equivalent potassium ions in a µ 4 -1κ(N,N ,F,F ):2κ(N,N ):3η 5 (Ar-C(2,3,4,5,6)):4κ(F",F ) manner, giving the potassium ion a coordination number of 11. Such an interesting binding mode exemplifies how the simple addition of other donors to a ligand system can dramatically alter the coordination network. Furthermore, it appears the 1 is the first crystallographically characterised example across all metal classes, where one N,N -bis(aryl)formamidinate ligand generates a two-dimensional polymer network, all other examples are restricted to one dimension [18] . The complete polymeric network of 1 is displayed in Figure 4 , showing both how the DFForm bridges across four potassium ions ( Figure 4A ) and the two dimensions of the polymer ( Figure 4B,C) . 5 (Ar-C(2,3,4,5,6)):4κ(F″,F′′′) manner, giving the potassium ion a coordination number of 11. Such an interesting binding mode exemplifies how the simple addition of other donors to a ligand system can dramatically alter the coordination network. Furthermore, it appears the 1 is the first crystallographically characterised example across all metal classes, where one N,N′-bis(aryl)formamidinate ligand generates a two-dimensional polymer network, all other examples are restricted to one dimension [18] . The complete polymeric network of 1 is displayed in Figure 4 , showing both how the DFForm bridges across four potassium ions ( Figure 4A ) and the two dimensions of the polymer ( Figure 4B,C) . Crystals of 1 were air-and moisture-sensitive, but under an inert atmosphere the compound appeared stable. Complex 1 was repeatedly obtained by simple exposure of thf solutions of "[K(DFForm)(thf) x ]" to vacuum, giving 1 upon drying. The poor solubility in non-coordinating solvents made analysis by 1 H NMR and 19 F NMR spectroscopy difficult, giving only broad resonances in both spectra (NCHN at 8.88 ppm and F2,6 at −127.2 ppm).All fluorine atoms of the DFForm ligand are equivalent, but clear spectra were generated when 1 was dissolved in thf-d 8 . In this solvent, the NCHN resonance appeared as a pentet, owing to 5 J H-F coupling with the ortho-fluorine atoms, as the pentet collapsed to a singlet with 19 F decoupling. A broadening of the F resonance (corresponding to F1-F4) was also observed in the 19 F NMR spectrum when it was performed without 1 H decoupling. It is likely that upon dissolution in thf-d 8 , the polymeric network is dissociated, and a simpler DFForm coordination mode is adopted e.g., [K(DForm)(thf) x ] (2 < x < 6). Attempts to crystallise a potential monomeric derivative were not successful, but upon concentration of a thf solution of 1, and storage at −35 • X-ray data for 2 were solved and refined in the monoclinic space group P2 1 , with two potassium ions, two DFForm ligands, and two coordinating thf molecules occupying the asymmetric unit ( Figure 5A ). For the ASU component, the two DFForm ligands bridge between both potassium centres in a µ-1κ(N,N ,F):2κ(N,N ,F ) manner, and N1 and N3 coordinate closer to K1, and N2 and N4 coordinate closer to K2. The K···F-C coordination in this arrangement is overall shorter than those observed for the tetradentate (N,N ,F,F ) DFForm coordination in 1, but longer than the auxiliary fluorine K···F-C coordination in 1. All the C-F bond lengths exhibit only a slight elongation, with the exception of the C13-F4 bond, which is notably longer than the others. An explanation behind the elongation of only C13-F4 is due to the involvement of this fluorine atom in additional bridging to an adjacent potassium atom. This, in conjunction with the two bridging thf ligands, leads to a one-dimensional polymer ( Figure 5B ). Crystals of 1 were air-and moisture-sensitive, but under an inert atmosphere the compound appeared stable. Complex 1 was repeatedly obtained by simple exposure of thf solutions of "[K(DFForm)(thf)x]" to vacuum, giving 1 upon drying. The poor solubility in non-coordinating solvents made analysis by 1 H NMR and 19 F NMR spectroscopy difficult, giving only broad resonances in both spectra (NCHN at 8.88 ppm and F2,6 at −127.2 ppm).All fluorine atoms of the DFForm ligand are equivalent, but clear spectra were generated when 1 was dissolved in thf-d8. In this solvent, the NCHN resonance appeared as a pentet, owing to 5 JH-F coupling with the ortho-fluorine atoms, as the pentet collapsed to a singlet with 19 F decoupling. A broadening of the F resonance (corresponding to F1-F4) was also observed in the 19 F NMR spectrum when it was performed without 1 H decoupling. It is likely that upon dissolution in thf-d8, the polymeric network is dissociated, and a simpler DFForm coordination mode is adopted e.g., [K(DForm)(thf)x] (2 < x < 6). Attempts to crystallise a potential monomeric derivative were not successful, but upon concentration of a thf solution of 1, and storage at −35 °C, crystals of a thf-coordinated species were isolated, namely [K2(DFForm)2(thf)2]∞ (2, Scheme 1ii), identified as a one-dimensional polymer. Complex 2 is probably a transient intermediate between the putative monomeric [K(DFForm)(thf)x] solution species and polymeric 1.
In summation, each DFForm ligand binds four symmetry equivalent potassium ions in a μ4-1κ(N,N′,F,F′):2κ(N,N′):3η
X-ray data for 2 were solved and refined in the monoclinic space group P21, with two potassium ions, two DFForm ligands, and two coordinating thf molecules occupying the asymmetric unit ( Figure 5A ). For the ASU component, the two DFForm ligands bridge between both potassium centres in a μ-1κ(N,N′,F):2κ(N,N′,F′) manner, and N1 and N3 coordinate closer to K1, and N2 and N4 coordinate closer to K2. The K···F-C coordination in this arrangement is overall shorter than those observed for the tetradentate (N,N′,F,F′) DFForm coordination in 1, but longer than the auxiliary fluorine K···F-C coordination in 1. All the C-F bond lengths exhibit only a slight elongation, with the exception of the C13-F4 bond, which is notably longer than the others. An explanation behind the elongation of only C13-F4 is due to the involvement of this fluorine atom in additional bridging to an adjacent potassium atom. This, in conjunction with the two bridging thf ligands, leads to a onedimensional polymer ( Figure 5B The thf ligands in 2 bridge in an almost symmetrical manner between the two potassium atoms, though O2 coordinates closer to K2 than K1. This type of µ-1κ(O):2κ(O) bridging of two thf molecules is no stranger to group one chemistry [18] , for example in the polymeric sodium diphenyloxidomethanide (Ph 2 CO) 2 [35] . One difference between the COT (cyclooctatetraenyl) system and 2 is that asymmetric bridging of the thf ligands is more apparent, as both thf ligands favour one metal centre over the other (e.g., K1-O1: 2.839(3), K1-O2: 2.846(5), K2-O1:2.781(3), K2-O2: 2.783(4)). It should also be noted that there are examples where three thf ligands, not two, bridge the monomeric units to create a polymeric network [32, 36] . Exposure of crystalline 2 to vacuum immediately causes fracturing of the crystals, giving 1. Furthermore, when crystals of 2 are isolated and allowed to stand at room temperature, some degree of thf liberation is apparent as the elemental analysis performed on these crystals gave a lower than expected carbon value. The best fit was obtained when the composition was calculated with loss of 0.4 thf molecules from 2. By examining the structure of 2, it seems that upon the liberation of bound thf, the DFForm ligand changes from the asymmetric µ-1κ(N,N ,F):2κ(N,N ,F ) coordination to a µ-(N,N ,F,F ):(N,N ) binding mode, and the auxiliary fluorine and aromatic carbon atoms become free to engage with adjacent potassium ions, building the complex polymeric network of 1. Owing to the rapid loss of thf from 2, additional characterisation was difficult. Dissolution in C 6 D 6 gave rapid formation of a powder, presumably 1, as a large excess of thf was observed in the 1 H NMR spectrum.
Although no monomeric [K(DFForm)(thf) x ] species could be obtained from thf, we exploited the well-known affinity of 18-crown-6 for the potassium ion. Treatment of 1 with 18-crown-6 and crystallisation from a n-hexane/toluene solution, gave monomeric [K(DFForm)(18-crown-6)] (3). The structure was determined by X-ray crystallography, where the data were solved and refined in the monoclinic space group P2 1 /n, with two molecules occupying the asymmetric unit (only one is depicted in Figure 6 ).
The most surprising feature of this structure is the κ(N,C,F) coordination of the DFForm ligand to the potassium centre, as opposed to the expected κ(N,N ) coordination that is observed in [K(p-TolForm)(18-crown-6)] [32] , and in several other C{NCXN} − C based ligand systems [18] , such as [K(pyr)(18-crown-6)] (pyr = 1,3,4,6,7,8-hexahydro-2H-pyrimido[1,2-a]pyrimidide) [37] . The ipso carbon-potassium bond length ( Figure 6 ) lies in the expected range for such interactions. For example, the ipso-carbon potassium interactions observed in the bimetallic 2,6-diphenylphenolate complex [KCa(OAr Ph ) 3 ], has a K-C ipso bond lengths of 3.391(6) Å [38] and the K-C ipso bond length in the phenylthiolato complex [K 2 Fe(SPh) 4 ] is 3.477 (5) Å [39] . Despite the non-binding of N2, there is still charge delocalisation across the NCN bite, as there is only a slight shortening of the free C7-N2 bond, making it far too long for a formal double bond (e.g., DFForm(CPh 3 ): C=N: 1.2762(12) Å) [17] . The thf ligands in 2 bridge in an almost symmetrical manner between the two potassium atoms, though O2′ coordinates closer to K2′ than K1. This type of μ-1κ(O):2κ(O) bridging of two thf molecules is no stranger to group one chemistry [18] , for example in the polymeric sodium diphenyloxidomethanide (Ph2CO) 2− polymer [Na2(Ph2CO)(thf)2] [33] , or the potassium 2,4,6-tris(trifluoromethyl)phenolate (OAr CF3 ) complex [K2(OAr CF3 )2(thf)4(μ-O-thf)2] [34] . However, examples where the polymeric structure is generated by two thf ligands connecting the dinuclear units is restricted to only one other example in group one chemistry, namely [K4(COT)2(thf)6]∞ [35] . One difference between the COT (cyclooctatetraenyl) system and 2 is that asymmetric bridging of the thf ligands is more apparent, as both thf ligands favour one metal centre over the other (e.g., K1-O1: 2.839(3), K1-O2: 2.846(5), K2-O1:2.781(3), K2-O2: 2.783 (4)). It should also be noted that there are examples where three thf ligands, not two, bridge the monomeric units to create a polymeric network [32, 36] . Exposure of crystalline 2 to vacuum immediately causes fracturing of the crystals, giving 1. Furthermore, when crystals of 2 are isolated and allowed to stand at room temperature, some degree of thf liberation is apparent as the elemental analysis performed on these crystals gave a lower than expected carbon value. The best fit was obtained when the composition was calculated with loss of 0.4 thf molecules from 2. By examining the structure of 2, it seems that upon the liberation of bound thf, the DFForm ligand changes from the asymmetric μ-1κ(N,N′,F):2κ(N,N′,F′) coordination to a μ-(N,N′,F,F′):(N,N′) binding mode, and the auxiliary fluorine and aromatic carbon atoms become free to engage with adjacent potassium ions, building the complex polymeric network of 1. Owing to the rapid loss of thf from 2, additional characterisation was difficult. Dissolution in C6D6 gave rapid formation of a powder, presumably 1, as a large excess of thf was observed in the 1 H NMR spectrum.
Although no monomeric [K(DFForm)(thf)x] species could be obtained from thf, we exploited the well-known affinity of 18-crown-6 for the potassium ion. Treatment of 1 with 18-crown-6 and crystallisation from a n-hexane/toluene solution, gave monomeric [K(DFForm)(18-crown-6)] (3). The structure was determined by X-ray crystallography, where the data were solved and refined in the monoclinic space group P21/n, with two molecules occupying the asymmetric unit (only one is depicted in Figure 6 ). The most surprising feature of this structure is the κ(N,C,F) coordination of the DFForm ligand to the potassium centre, as opposed to the expected κ(N,N′) coordination that is observed in [K(p-TolForm)(18-crown-6)] [32] , and in several other C{NCXN} − C based ligand systems [18] , such as [K(pyr)(18-crown-6)] (pyr = 1,3,4,6,7,8-hexahydro-2H-pyrimido[1,2-a]pyrimidide) [37] . The ipso carbon-potassium bond length ( Figure 6 ) lies in the expected range for such interactions. For example, the ipso-carbon potassium interactions observed in the bimetallic 2,6-diphenylphenolate complex [KCa(OAr Ph )3], has a K-Cipso bond lengths of 3.391(6) Å [38] and the K-Cipso bond length in the phenylthiolato complex [K2Fe(SPh)4] is 3.477 (5) Å [39] . Despite the non-binding of N2, there is still charge delocalisation across the NCN bite, as there is only a slight shortening of the free C7-N2 bond, making it far too long for a formal double bond (e.g., DFForm(CPh3): C=N: 1.2762(12) Å) [17] . 18-crown-6). 19 
X-ray Crystallography
All compounds were examined on a "Bruker APEX-II CCD" diffractometer at 100.15 or 150.15 K, mounted on a fibre loop in Paratone-N. Absorption corrections were completed using Apex II program suite [41] . Structural solutions were obtained by charge flipping (1, 2, 3) [42] methods, and refined using full matrix least squares methods against F 2 using SHELX2013 [43] , within the OLEX 2 graphical interface [43] . CCDC numbers: 1 (1540263), 2 (1540264), 3 (1540265).
[ 
Conclusions
Complexation of N,N -bis(2,6-difluorophenyl)formamidinate to potassium generates a species which rapidly liberated coordinated thf, giving a two-dimensional polymeric network [K(DFForm)] ∞ (1), based on a complex and unprecedented formamidinate binding mode. This binding was shown to be completely different from the analogous [K(FForm)] ∞ (FForm: N,N -bis(2-fluorophenyl)formamidinate) mono-directional polymer. With access to two additional auxiliary o-fluorine atoms (namely F2 and F4), a new dimension for the polymeric network could be generated, which was further reinforced by potassium-arene interactions and nitrogen-based bridging of the DFForm ligand. The formation of this network was so favourable that it could be generated by simple n-hexane layering of thf solutions, or the evaporation of thf solutions to dryness, and is the first example of a two-dimensional polymeric N,N -bis(aryl)formamidinate network. A likely transient species between a monomeric thf solution derivative [K(DFForm)(thf) x ] and 1 was also obtained and identified as a one-dimensional polymer with two bridging thf ligands, namely [K 2 (DFForm) 2 (thf) 2 ] ∞ (2). Complex 2 lost thf in the solid state, slowly forming 1 upon storage at room temperature. A monomeric derivative of 1 was obtained through use of 18-crown-6, giving [K(DFForm)(18-crown-6)] (3), which showed a highly unexpected κ(N,C ispo ,F) coordination. Such examples as these highlight the strong affinity of potassium for donor atoms, especially fluorine, and how the simple addition of more fluorine atoms to a ligand system can expand the coordination network of the ligand, and can generate unexpected structural consequences.
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